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Abstract — Present study focused on the sorption capacity of 
self-prepared activated carbon from agro-based waste materials 
for the metal cutting oil removal from machining waste water. 
All the three adsorbents PGAC, PSAC and DMAC were 
prepared by chemical activation of waste materials such as 
Pomegranate peel, pumpkin seed waste and de-oiled mustard 
cake respectively. Each sorption process was carried out in a 
continuous sorption system. Governing factors for sorption of 
MCFs were proposed, analyzed and compared. The governing 
factors are the height of adsorbent bed, flow rate of influent, 
influent concentration and pH value of influent. A comparison 
was made between all the three prepared adsorbents on the basis 
of breakthrough curves. The breakthrough curve shows that 
PGAC has higher saturation percentage in comparison to the 
PSAC and DMAC. The effect of pH was also studied between 2 
and 11. The results show that the removal of MCFs from 
influent was high at pH 7-9 for each adsorbent. 

Index Terms — MCFs, PGAC, PSAC, DMAC, Saturation %. 


I. INTRODUCTION 

Air, water and soil are the three main requirements to survive 
their life for living creatures, in which water is one of the most 
prominent factor. But the scarcity of pure water is a 
challenging problem of today. It becomes very impossible to 
get pure water for living beings due to waste secretions from 
household and industries. Industrial wastewater exhibits 
inorganic and organic both type of pollutants in which 
emulsified oil has left an undesirable impact on the 
environment. Metal cutting fluids in the form of emulsified oil 
have the major contribution in waste water pollution. 
Emulsifiable or water-miscible metal cutting fluids are used in 
metal working industries as lubricants and coolants yielding 
better surface finishes and tools protection from abrasive 
wear. Major industrial sources of metal cutting fluids (MCFs) 
waste, including metal manufacturing, machining and food 
processors. MCFs consists a suspension of oil droplets in 
water, stabilized by surfactants, and usually contain several 
compounds such as biocides, de-foamers, rust inhibitors, 
anti-wear agent etc. [1]. Most of the waste metal cutting 
fluids in industrial waste water is non-degradable and toxic in 
nature. Therefore, industrial waste water must be treated 
before its disposal. 

Till date, among many treatment technologies, the best 
available technology is adsorption on activated carbon due to 
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its high efficiency and ability to separate wide range of 
organic/inorganic chemicals from water way stream [2, 3]. 
Many researchers have been focused on the use of solid waste, 
cheap and abundant natural product such as MgO - CaO, 
sawdust [4], walnut shell [5] and mango rinds [6] as 
adsorbents. Most of the reported studies on the adsorption of 
emulsified oil by activated carbon were conducted in batch 
studies [7]. We have focused our study on the use of agro 
based waste materials for the production of activated carbon. 
The adsorption study was done with these adsorbents in a 
continuous mode. We have used pomegranate peel waste, 
pumpkin seed waste and de-oiled mustard cake for the 
production of activated carbon. These can be used efficiently 
in removal of waste metal cutting fluids from 
industrial/machining wastewater at studied operating 
conditions. In the present study, we are going to compare the 
metal cutting oil removal efficiency of all the three adsorbents 
on the basis of % saturation factor and also with the other used 
adsorbent. 

II. EXPERIMENTAL SECTION 

A. Adsorbent Preparation 

The various agro-based waste materials such as Pomegranate 
peel, Pumpkin seed waste and de-oiled mustard cake were 
collected from local market. It was cut into small pieces and 
manually de-hulled. These materials were washed with 
distilled water continuously and then with deionized water for 
removal of dirt particles and soluble biomolecules. After 
thoroughly washing materials were dried in sunlight until the 
moisture was partially evaporated and was further dried in hot 
air oven at 70-100°C for 24h until the residual moisture was 
completely evaporated showed constant weight. The 
activated carbon of these agro based waste materials were 
produced by using the method reported elsewhere [8]. The 
dried materials were grounded to a fine powder and made 
homogeneous through 90-300pm sieve and carefully labelled 
as PGP, PSW and DMC for Pomegranate peel, Pumpkin seed 
waste and Deoiled mustard cake respectively. The dried PGP, 
PSW and DMC were treated with concentrated H 2 S0 4 or 
H3PO4 acid in the ratio 1: 2.8 by weight and kept in an air 
oven at 1 85°±5°C for 24 h. The carbonized material was 
cooled and washed several times with deionized water. After 
washing it was soaked in 1% NaHC0 3 solution for 12h for 
removal of residual acid and again washed with deionized 
water until the pH<7 was reached. Then the material was 
dried at 105°±5°C for 7-8h up to a constant weight and 
labelled as Pomegranate peel activated carbon (PGAC) [9], 
Pumpkin seed activated carbon (PSAC) [10] and De-oiled 
mustard cake activated carbon (DMAC) [11] for further 
sorption process. 

B. Adsorbate Preparation 
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The adsorbate used in the present work was Metal cutting 
fluid (MCFs) named as IPOL Aqua Cut 125 manufactured by 
IPOL Lubricants, Mumbai, India and was purchased from 
local market. The adsorbate samples of emulsified oil 
wastewater were prepared by mixing the different volume of 
MCFs in 100ml of deionized water with blending in an 
electric mixer at high speed for 10-12min, for stabilizing the 
solution. The resultant solution was milky white, having 
density 0.824g/cm 3 and viscosity 0.033Pa.s at 30°C measured 
with pycnometer and ASTM D445 respectively. 

C. Sorption Experiment 

All experiments were conducted in a Pyrex glass column of 
30mm inner diameter and 200mm long, in a downward flow 
of the oil in water emulsion with peristaltic pump (at fixed 
temperature 25°C). Two different measured quantity of each 
adsorbent were used in the experiment at which column have 
two different bed heights (H mm). Prior to each experiment, 
the column filled with adsorbent was rinsed up with water to 
remove air bubble. The oil in water emulsion was forced 
through the column by a pump at three different flow rates 
(D). The effect of varying operating conditions such as flow 
rate, column/bed height, pH and influent concentrations on 
sorption capacity of adsorbents were studied by measuring the 
oil concentration in effluent as a function of time. The pH of 
influent (oil in water emulsion) was ranging from 2-11, which 
was adjusted by adding IN HCL or IN NaOH drops in the 
influent. pH was measured with the help of pH meter 
(Ecoscan). 

Oil concentrations were determined by COD analysis, using 
reactor digestion method [12] on ELICO Double beam SL 
210 UV Vis Spectrophotometer. 


III. RESULT AND DISCUSSION 

A Adsorption study in Continuous mode 
All the experimental set up with oil in water emulsion of 
initial concentration C 0 (%v/v ) = 1%, 1.5%, 2%, 2.5%, 3% 
were at 25°C and introduced into the column at a certain flow 
rate with the help of pump. The adsorption of metal cutting oil 
through column process has been described in terms of 
breakthrough curves for each adsorbent PGAC, PSAC and 
DMAC under varying operating conditions. 

B. Sorption affected with pH of emulsion 
The effect of pH value of prepared metal cutting fluid on 
sorption process was studied for each adsorbent PGAC, 
PSAC and DMAC with in the range 2-11. Figure shows the 
effect of pH at influent concentration (C 0 ) 1% for each 
adsorbent at 25°C. It is evident from the figure that sorption of 
MCFs was maximum with pH 8-9 and above pH 9 there was 
no considerable change occurred. The sorption of MCFs 
increased from 9.37 to 12.9 g/g (PGAC), 4.02 to 5.87g/g 
(PSAC) and 2.18 to 3.96g/g (DMAC) for an increase in pH 
from 6 to 11. It was found that oil sorption on organic sorbents 
was highly affected by pH value due to strong influence 
towards active groups (-NH-, -CO-, -CONH-, -CONH 2 -) on 
sorbent surface [13] and FTIR of each of adsorbent after 
adsorption showed the presence of these active groups on 
their surface. 



Fig 1. Effect of pH on sorption capacity of adsorbents PGAC, 
PSAC and DMAC at influent concentration C 0 = 1% of metal 
cutting oil emulsion. 


The increased adsorption with higher pH and decreased 
adsorption with smaller pH can be explained on the basis of 
H + ion concentration. At lower pH i.e. acidic pH, the H + ion 
concentration is higher which compete for adsorption sites at 
adsorbent results lower sorption occur. 

C. Comparative study between all the three used 
adsorbents on the basis of breakthrough curves 

The adsorption process was conducted in three columns at the 
same temperature T= 25°C with the prepared adsorbents 
(PGAC, PSAC and DMAC). Each column was placed with 
different adsorbent at a same column length of 40mm and the 
oil water emulsion of concentration 1% was introduced in the 
column with flow rate of 35ml/min. at pH 8. The efficiency of 
each adsorbent was evaluated by determining breakthrough 
curves shown in Fig.2. The breakpoint C b occurs when 
C/C o =0.01 i.e. when the concentration of the effluent 
approaches 5% of initial concentration C 0 . The volume of 
effluent passed through the column is V b until the breakpoint 
reached and the column is called completely saturated when 
the concentration at exhaustion point C x approaches C 0 . The 
Primary adsorption zone (PAZ) is the part between C b and C x 
and the time required in formation of PAZ is t x> . 



A PGAC 
♦ PSAC 
• — DM AC 


Fig. 2 Breakthrough curves of adsorption of metal cutting 
fluids onto the adsorbents (PGAC, PSAC, DMAC) at 
oil/water emulsion concentration Co=l%, column bed height 
H=40mm with emulsion flow rate D=35ml/min. at pH 8 and 
T=25°C 


According to Gupta et al.[14], 


v , 



CD 
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is the flow rate 



V, is tfa-e exft-uujtiffn (tnij 


The time required for movement of PAZ down the column is 
t 6 and calculated by: 


tx — 


Vx-Vh 


( 2 ) 


The relation between t 8 and time of formation of PAZ (t f ) is 

given by: 

J _ U 

D t x -tf 


( 3 ) 


8 is the length of PAZ (cm), D is the depth of the adsorbent. 
The relation between Fractional capacity of adsorbent and t f is 
given by: 

t f = (1-F) t 6 (4) 

F is the fractional capacity of adsorbent in the adsorption zone 
characterized by removing the oil from emulsion under 
limiting conditions. F may also be represented as: 

F = — (5) 

€o(V x -V b j K J 

The saturation percentage in the column is presented by 
relation: 


%S = [1-{6(F-1)/D}]xl00 (6) 

With the help of breakthrough curves (Fig. 2), the parameters 
t x> t 5 , t f , f and %S were calculated and tabulated in Table I. 


Table I. Parameters used in formation of PAZ and 
saturation in the column of prepared adsorbent 


Ad-sor 

bent 

Tx 

min. 

t 8 

min. 

tf 

min. 

f 

6 

cm 

Satura 

tion % 

PGAC 

300 

172 

19.09 

0.889 

2.4491 

106.79 

PSAC 

440 

328 

-81.14 

1.2474 

2.5175 

84.43 

DMAC 

305 

203 

-161.93 

1.7977 

1.7390 

65.32 


As shown in Table I, the time required for establishing the 
PAZ (t x ) is minimum for PGAC and maximum for PSAC. The 
time required for movement of PAZ (t 5 ) is also minimum for 
PGAC and maximum for PSAC. The fractional capacities of 
the column (f) in the adsorption zone at the breakpoint are 
0.889, 1.2474 and 1.7390 for PGAC, PSAC and DMAC 
respectively. The % saturation is in the order of 
PGAC>PSAC>DMAC, the given order reveals that the 
adsorbent PGAC has major percentage of saturation with a 
large adsorption zone while DMAC has less saturation 
percentage with small adsorption zone. These results disclose 
that the best percentage of oil removal occur with the use of 
adsorbent PGAC but the fractional adsorption capacity at 
breakthrough point is comparatively low than DMAC. But as 
Gupta et al., [15] argued that the adsorbent having smaller 
adsorption zone (8) with higher fractional adsorption capacity 
(F) at breakpoint must exhibit best oil removal percentage. 
From this point of argument DMAC must be the better 
adsorbent than PGAC and PSAC with least % saturation and 
maximum fractional adsorption capacity (F) at breakpoint. 


IV. CONCLUSION 

The findings of the present work concludes that Pomegranate 
Peel, Pumpkin seed waste and De-oiled Mustard cake also 
can be used as raw materials for the production of activated 
carbon by chemical activation using cone. H 2 S 0 4 or cone. 
H3PO4. By comparing the characteristics of each activated 
carbon it can be concluded that pomegranate peel activated 


carbon (PGAC) will prove to be better adsorbent than other 
two. The pH of metal cutting fluid must be in between 7-9 for 
better adsorption on these adsorbents. 


Table II. Comparison of removal efficiency between 
i reported and present work 


Sr.no 

Adsorbent 

Adsorptio 

n 

Mode 

Removal 

efficiency 

References 

1 

Walnut shell 

Surfactant 

modified 

Barley Straw 

Batch 

process 

0.58g/g 

[5] 

2 

Mango rind 
saw dust 

Batch 

process 

12.4-49.4 

mg/g 

[6] 

3 

Surfactant 

modified 

Barley Straw 
Banana Stem 

Batch 

process 

518.6mg/g 

[16] 

4 

Banana Stem 

Batch 

process 

190mg/g 

[17] 

5 

SDS modified 
chitosan 

Batch 

process 

2.5g/g 

[18] 

6 

PGAC 

Continuous 

process 

7-3g/g 

[9] 

7 

PSAC 

Continuous 

process 

5.876g/g 

[10] 

8 

DMAC 

Continuous 

process 

3.965g/g 

[11] 


Because of using fixed bed continuous adsorption mode the 
removal efficiency of each adsorbent is better than the 
reported adsorbents (in Table II) which have been used Batch 
adsorption method for treatment of industrial waste water. 
After survey of literature we can conclude that we have 
prepared a cost effective, easily industrial applicable, 
ecofriendly, agro-based waste manageable and most of all 
having better adsorption capacity for metal cutting fluids from 
machining waste water under continuous adsorption mode. 


REFERENCES 

[1] K. S. Kim, J. M. Cha. (2008) “Composition of water soluble metal 

working fluid using distillation residue generated in production of 
biodiesel,” US Patent, 0171680A1. 

[2] T. Viraraghavan, G. N. Mathavan (1990) “Treatment of oily waters using 

peat,” Water Pollut. Res. J. Can., 25, 73-90. 

[3] C. Solisio, A. Lodi, A. Converti, M. D. Borghi (2002) “Removal of 

exhausted oils by adsorption on mixed Ca and Mg oxides,” Water Res., 
36, 899-904. 

[4] A. Cambiella, E. Ortea, G. Rios, J. M. Benito, C. Pazos, J.Coca (2006) 

“Treatment of oil-in-water emulsions: Performance of a sawdust bed 
filter,” J. of Hazard. Mater., B131, 195-199. 

[5] A. Srinivasan, T. Viraraghavan (2008) “Removal of oil by walnut shell 

media,” Bioresource Technology, 99, 8217-8220. 

[6] S. Tiwari, V. K. Gupta, P. C. Pandey, H. Singh, P. K. Mishra (2009), 

“adsorption chemistry of oil-in-water emulsion from spent oil based 
cutting fluids using sawdust of Mangiferaindica,” J. Int. Environmental 
Application & Science, 4(1), 99-107. 

[7] S. Sugashini and K. M. Meera Sheriffa Begum (2013) “Column 

adsorption studies for the removal of Cr(VI) ions by ethylamine 
modified chitosan carbonized rice husk composite beads with modeling 
and optimization,” J of Chemistry , 2013, cited in http: // 
dx.doi.org/10. 1155/2013/460971. 

[8] K. Ramakrishnan, C. Namasivayam, (2009), “Development and 

characterstics of activated carbons from jatropha husk, an agro 
industrial solid waste, by chemical activation methods,” J. Environ. 
Eng. Manage., 19(3), 173-178. 

[9] A. Katiyar, A. K. Singh, L. K. Singh, (2014, April), “A new efficient 

method for removal of metal cutting fluids from machining waste 


123 


www.erpublication.org 


Comparative sorption efficiency study through continuous flow method for machining waste water 


water”, .Int. J. Eng. Techn. Res. (IJETR) ISSN:232 1-08691, available: 
http://www.erpublication.org/IJETR/call%20For%20conference.htm 

[10] A. Katiyar, A. K. Singh, U. K. Sharma, (2014), “Utilization of waste 
material: pumpkin seed waste, as an efficient adsorbent for the removal 
of metal cutting fluids from aqueous medium/industrial waste water,” 
Int. J. Eng. Techn. Res. (IJETR) ISSN:2321-0869, 2(5), 352-358. 

[11] A. Katiyar, A. K. Singh (2015), “Utilization of waste material (Part II): 
DMAC (De-oiled mustard cake), as an efficient adsorbent for the 
removal of metal cutting fluids from aqueous medium/industrial waste 
water”, Int. J. Eng. Techn. Res. (IJETR) ISSN:2321-0869, 3 ( 12 ), 
131-137. 

[12] L. H. Keith (1996), Compilation of EPA’s sampling and analysis 
methods, CRC Press, London. 

[13] M. M. Radetic, D. M. Jocic, P. M. Jovancic, Z. L. Petrovic, H. F. 
Thomas (2003), “recycled wool-based nonwoven material as an oil 
sorbent,” environ. Sci. Technol., 37 , 1008-1012. 

[14] V. K. Gupta, I. Ali (2000), “Utilization of bagasse fly ash (a sugar 
industry waste) for the removal of copper and zinc from wastewater”, 
Sep. Purif. Technol., 18 , 131-140. 

[15] V. K. Gupta, S. K. Srivastava, D. Mohan and S. Sharma (1997), “Design 
parameters for fixed bed reactors of activated carbon developed from 
fertilizer waste for the removal of some heavy metal ions”, Waste 
Manage., 17 , 517-522. 

[16] S. Ibrahim, S. Wang, H. M. Ang (2010), “Removal of emulsified oil 
from oily wastewater using agricultural waste barley straw”, Biochem. 
Eng. J., 49 , 78-83. 

[17] N. I. Husin, N. A. A. Wahab, N. Isa, R. Boudville (2011), “Sorption 
Equilibrium and Kinetics of Oil from Aqueous Solution Using Banana 
Pseudostem Fibers”, International Conference on Environment and 
Industrial Innovation, IPCBEE, 12. 

[18] K. Piyamongkala, L. Mekasut, S. Pongstabodee (2008), “Cutting fluid 
effluent removal by adsorption on chitosan and SDS modified 
chitosan”, Macromolecular Research, 16 ( 6 ), 492-502. 


Antima Katiyar, Research Scholar, Department of Chemistry, Mewar 
University, Gangrar, Chittorgarh, Rajasthan, India, 09411603197. 

A. K. Singh, Department of Applied Science, IEC-CET Greater Noida, 
UPTU, UP, India, 09871293077 

Dr. Ajit Joshi, Assistant professor, Department of chemistry, Mewar university, 
gangrar, chittorgarh, rajasthan Mail id: ajitj@mewaruniversity.co.in 


124 


www.erpublication.org 


